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Comparison of optimized geometries of Os3N3 + cluster at the B3LYP and PBE0 levels, respectively, using the basis set of Os/CEP-121G/N/6-311++G*. The same symmetry and electronic state, as well as similar bond distances and Wiberg bond indices (WBIs), are obtained from the two methods. Table S2 . Composition analysis of selected canonical molecular orbitals (CMOs) of D3h
Os3N3 + cluster at B3LYP/Os/CEP-121G/N/6-311++G* level. These CMOs are ascribed to the N 2s 2 lone-pairs and Os 5d based nonbonding electrons, which consume 16 electrons out of 38 in total in the cluster. b The r, t, and  (see Table 1 ) subsets of CMOs are orthogonal and mutually independent with each other. Nevertheless, the six  CMOs (r and t) may be equivalently viewed as six Lewis two-enter twoelectron (2c-2e) Os−N  bonds, similar to benzene.
c Main components are shown in bold.
